Introduction
Polyoxometalate (POM) chemistry has expanded to a very large field in recent years [1 -3] . In the POM family, the decatungstate [W 10 O 32 ] 4− is a prominent case which is usually stable in nonaqueous solution but metastable in aqueous solution [4] . In the past century, much work has been done on exploring [W 10 O 32 ] 4− -based new compounds and studying their photoluminescent properties, especially on the lanthanide-containing derivatives [5 -11] . Nevertheless, no report has been published on the decomposition and reassembly of [W 10 
Results and Discussion

Synthesis
The two new paratungstates isolated as mixed sodium and potassium salts were prepared from a mixture of freshly prepared Na 4 oxoanion exhibits the well-known paratungstate-B structural feature which has been reported previously [16, 17] . All the W centers possess the +VI oxidation state based on bond valence sum calculations [18] 10 − units are joined by edge-sharing K linkers to form a chain along the a axis; secondly, adjacent chains are linked by Na1 atoms to construct a layer parallel to the crystallographic ab plane (see Fig. 2 ). The Na3 centers do not take part in extending the structure Tungsten octahedra (red), potassium polyhedra (blue) and sodium octahedra (green) (color online). but hang on the two sides of the layers; finally, neighboring layers are further held together by Na2 linkers to build up a 3-D architecture (see Fig. 3 ). The water molecules reside in the interstices of this 3-D framework.
Compound 2 exhibits a different 3-D architecture also built up from [H 2 W 12 O 42 ] 10− polyoxoanions and a mixture of sodium and potassium cation linkers. As shown in Fig. 4 Fig. 5 ) to form a 3-D framework (Fig. 6 ).
Thermal analysis
Thermogravimetric analyses of 1 and 2 were carried out in a nitrogen atmosphere with a heating rate of 10 • C min −1 in the temperature range of 42 -850 • C. The TG/DTA curves are shown in Figs. 7 and 8 . The TG curve of compound 1 shows two steps of weight loss in the temperature range 42 -500 • C. The whole weight loss (15.5 %) is in good agreement with the calculated value for loss of water (14.7 %). The TG curve of compound 2 exhibits three steps of weight loss in the range 42 -450 • C, and the whole loss (15.2 %) is consistent with the calculated value (14.9 %). No weight loss occurs above 500 • C. All the weight losses of compounds 1 and 2 between 85 to 152 • C are followed by two strong endothermic peaks in DTA curves, corresponding to the loss of water molecules. Additional exothermic peaks at 540 correspond to the phase transformations of the inorganic components. These results further confirm the formula of compounds 1 -2.
Luminescent properties
The emission spectrum of compound 1 in the solid state at r. t. is depicted in Fig. 9 . It can be observed that an intense emission occurs at 466 nm (λ ex = 254 nm). According to the previous literature [12] 10 − , and that the alkali ions do not affect the emission spectrum of the core. The emission spectrum exhibits a Gaussian distribution, so it belongs to the group of self-activated phosphors. It is well known that luminescence originating from transitions between 4 f levels is predominantly due to electric dipole or magnetic dipole interactions [19 -23] . The luminescence properties of many tungstates {MWO 4 } (M = Ca, Ba, Pd, Sr) have been reported [24, 25] and their emitting blue luminescence related to the tetrahedral WO 4 groups of the Scheelite host lattice [26, 27] 
Experimental Section
General procedure
All reagents were purchased commercially and used without further purification. Na 4 [W 10 O 32 ] was prepared according to the literature method [28] . Elemental analyses of K, Na and W were determined by a Leaman inductively coupled plasma (ICP) spectrometer. The IR spectra were obtained on an Alpha Centauri FTIR spectrometer in the 400 - 
4000 cm −1 region with KBr pellets. The TG analyses were performed on a Perkin-Elmer TGA7 instrument under flowing N 2 with a heating rate of 10 • C/min. Excitation and emission spectra were obtained on a SPEX FL-2T2 spectrofluorometer equipped with a 450 W xenon lamp as the excitation source.
Synthesis of compound 1
Freshly prepared Na 4 [W 10 O 32 ] (0.24 g, 0.1 mmol) was dissolved in 15 mL of an aqueous solution of a CH 3 OONa/CH 3 COOH buffer (pH = 5.5) with stirring. Then CoCl 2 · 6H 2 O (0.095 g, 0.4 mmol) was added. The pH value of the mixture was carefully adjusted to 5 by using 1 M CH 3 OONa/CH 3 COOH. The final solution was heated at 80 • C for 1 h, and then a solution of 4 M KCl (10 mL) was added to the reaction mixture at the same temperature. After cooling to r. t., the final pink suspension was filtered. The filtrate was kept for slow evaporation at r. t. Colorless columnar crystals of 1 were isolated after one week (yield 71 % based on W). Elemental analysis for H 64 K 2 
Synthesis of compound 2
An identical procedure as described for 1 was followed to prepare 2 except that the reaction temperature was promoted to 100 • C. Colorless hexagonal crystals of 2 were isolated after one week (yield 78 % based on W). Elemental analysis for H 64 K 2 Na 6 O 72 W 12 : calcd. K 2.14, Na 3.8, W 60.68; found K 1.92, Na 4.01, W 60. 
X-Ray crystallography
Single crystals of compounds 1 and 2 with dimensions 0.380 × 0.286 × 0.163 mm 3 and 0.37 × 0.31 × 0.26 mm 3 , respectively, were glued on a glass fiber. Crystal data were collected on a Rigaku RAXIS RAPID IP instrument with graphite-monochromatized MoK α radiation (λ = 0.71073Å) at 293 K. The structures were solved by Direct Methods and refined by full-matrix least-squares on F 2 by using the SHELXS/L crystallographic software package [29] . In compound 1, several oxygen atoms of the polyoxoanion and several water molecules were not refined anisotropically because of their non-positive-definite displacement parameters. In compound 2, all non-hydrogen atoms were refined anisotropically. All hydrogen atoms of water molecules were not located and directly included in the final structural molecules. Crystallographic data are given in Table 1, and selected bond lengths and angles are listed in Tables 2 and 3 .
Further details of the crystal structure investigations may be obtained from Fachinformationszentrum Karlsruhe, 76344 Eggenstein-Leopoldshafen, Germany (fax: +49-7247-808-666; e-mail: crysdata@fiz-karlsruhe.de, http://www.fizinformationsdienste.de/en/DB/icsd/depot anforderung.html) on quoting the deposition number CSD-418939 (1) and 418940 (2) .
